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II. Oxidation of 2-phenyl-1-propanol (1) using different laccases
In a 25 mL erlenmeyer flask, to a solution of alcohol 1 (20 mg, 0.14 mmol) in acetate buffer 50 mM pH 5.5 (4.5 mL), was added TEMPO (4.0 mg, 0.025 mmol), and this mixture was stirred for a few minutes to dissolve the reagents. Then, the corresponding laccase was added (12 U/mL) and the reaction was shaken in an orbital shaker at 250 rpm and 30 ºC for 2.5 h. The reaction mixture was acidified using HCl (3 M) and extracted with DCM (2 x 5 mL). The combined organic layers were washed with brine and dried over Na 2 SO 4 . The residue was analysed by GC and NMR (Table S1 ). Control reaction without the laccase showed no detectable conversion. Table S1 . Laccase screening for the oxidation of 2-phenyl-1-propanol (1). 
Optimising parameters
Our previously reported conditions for the oxidation of 1 using Trametes versicolor/TEMPO as catalytic system are shown in Table S2 (entry 1). 2 In this work, the reaction was performed under more concentrated conditions and monitored within the time (entries 2-4, Table S2 ). Using these conditions, the pH and concentration of substrate for the subsequent bioreduction could be fixed easily by dilution or adjustment of the pH by the addition of a base. The general protocol is given below:
In a 25 mL erlenmeyer flask, rac-alcohol 1 (150 mg, 1.13 mmol) was dissolved in citrate buffer (10 mL; 50 mM, pH 5.5). Then, TEMPO (30 mg, 0.19 mmol) and laccase from Trametes versicolor (55 mg) were added. The reaction mixture was shaken at 30 °C and 250 rpm in an orbital shaker open to air for 3.5 h. The reaction mixture was S4 acidified using HCl (3 M) and extracted with DCM (2 x 5 mL). The residue was analysed by GC (Table S2) . 
III. Reduction of racemic 2-phenylpropionaldehyde (2) with ADHs
Method A (used for all ADHs except RasADH): In a 1.5 mL vial, 2-phenylpropionaldehyde 2 (3 mg, 0.022 mmol) was dissolved in phosphate buffer (700 μL, 50 mM, pH 8) containing 1 mM NAD(P)H and the cosubstrate (EtOH or 2-PrOH, 5% v v -1 ). MgCl 2 was added for LBADH and Evo-1.1.200 (1 mM). Finally, the ADH (3 U) was added. Reactions were shaken at 30ºC and 250 rpm for 22 h and extracted with EtOAc (2 x 0.5 mL). The organic layer was separated by centrifugation (2 min, 13000 rpm) and dried over Na 2 SO 4 . Conversions and enantiomeric excess were determined by GC and HPLC respectively (see Table 1 in Manuscript).
Method B (used for RasADH):
In a 1.5 mL vial, 2-phenylpropionaldehyde 2 (3 mg, 0.022 mmol) was dissolved in phosphate buffer (700 μL, 50 mM, pH 8) containing 1 mM NADPH, glucose (100 mM) and GDH (20 U). Then, E. coli/RasADH (10 mg) was added. The reaction was shaken at 30ºC and 250 rpm for 22 h and stopped by extraction with EtOAc (2 x 0.5 mL). The organic layers were combined and dried over Na 2 SO 4 .
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The solvent was evaporated and conversions were determined by GC and ee by chiral HPLC (see Table 1 in Manuscript).
Optimising parameters
In order to improve the enantioselectivities for the preparation of alcohol 1, additional experiments were performed changing parameters such as pH and temperature. The general protocol is described below:
In a 1.5 mL vial, 2-phenylpropionaldehyde 2 (3 mg, 0.022 mmol) was dissolved in phosphate buffer at different pHs as indicated in Table S3 (700 μL, 50 mM) containing 1 mM NAD(P)H and the cosubstrate (EtOH or 2-PrOH, 5% v v -1 ). MgCl 2 was added for Evo-1.1.200 (1 mM). Finally, the ADH was added. Reactions were shaken at the temperature indicated in Table S3 and 250 rpm for 22 h and extracted with EtOAc (2 x 0.5 mL). The organic layer was separated by centrifugation (2 min, 13000 rpm) and dried over Na 2 SO 4 . Conversions and enantiomeric excess were determined by GC and HPLC, respectively.
Note: Under more drastic conditions, the ee slightly increases in some cases but more acetophenone was detected. 
IV. Bioreduction of 2-phenylpropionaldehyde (2) at 500 mg-scale
In a 25 mL erlenmeyer flask, rac-2 (0.5 g, 3.6 mmol) was dissolved in phosphate buffer (115 mL, pH 8 for HLADH and pH 9 for Evo-1.1.200) containing 5% v/v of cosubstrate (EtOH for HLADH and 2-PrOH for Evo-1.1.200) and 1 mM of NADH. In the case of Evo-1.1.200, 1 mM of MgCl 2 was added. Finally, the ADH (10 mg) was added to the reaction mixture and after 3 h, additional 10 mg were added. The reaction was monitored by GC and stopped when no aldehyde was remaining (7 h).
Evo-1.1.200, conv= 95%, ee= 89% (R).
HLADH, conv= 93%, ee= 93% (S).
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V. Two-step two-pot deracemisation biotransformation
In a 25 mL erlenmeyer flask, rac-alcohol 1 (150 mg, 1.13 mmol) was dissolved in citrate buffer (10 mL; 50 mM citrate, pH 5.5). TEMPO (30 mg, 0.19 mmol) and laccase from Trametes versicolor (55 mg) were added. The reaction mixture was shaken at 30 °C and 250 rpm for 3.5 h. After that time, the reaction mixture was extracted with EtOAc (2 × 500 μL) and dried over Na 2 SO 4 . The conversion was determined by achiral GC. Then the residue crude was redissolved in phosphate buffer (30 mL, 50 mM, pH 8 or 9) containing 5% v/v of cosubstrate (EtOH or 2-PrOH) and 1 mM NAD(P)H. Finally, the ADH (20 mg for overexpressed HLADH, 50 mg for overexpressed ADH-P and 3 mg for Evo-1.1.200) was added. Reactions were shaken at 30ºC and 250 rpm for 24 h and extracted with DCM (3 x 30 mL). The organic layer was separated by centrifugation (2 min, 13000 rpm) and dried over Na 2 SO 4 . Conversions and enantiomeric excess were determined by GC and HPLC, respectively.
VI. Two-step one-pot deracemisation reaction
In a 25 mL erlenmeyer flask, rac-alcohol 1 (150 mg, 1.13 mmol) was dissolved in citrate buffer (10 mL; 50 mM, pH 5.5). Then, TEMPO (30 mg, 0.19 mmol) and laccase from Trametes versicolor (55 mg) were added. The reaction mixture was shaken at 30 °C and 250 rpm for 3.5 h. After that time, the reaction mixture was diluted by adding phosphate buffer (30 mL) and the pH was carefully adjusted (pH 8 or 9) containing 5% 
